The structure of 1 was solved by direct methods with SHELXS-97 5 and refined by full-matrix least-squares procedures on F 2 using the program SHELXL-97. 6 All nonhydrogen atoms were refined anisotropically. All hydrogen atom positions, except for N-bonded hydrogen atoms, were refined using a riding model. The positions of N-bonded hydrogen atoms were taken from a difference Fourier map and refined isotropically.
Crystal data and details of the data collection are summarized in Table 1 . The atomic coordinates of nonhydrogen atoms are given in Table 2 , and selected atomic distances and bond angles are summarized in Table 3 N,N′-dimethylthiourea) . 2c Within the crystal package, a 3-D supramolecular structure is generated via a regular pattern of hydrogen bonds between [Cu(Metu)4] + units and those between [Cu(Metu)4] + and Clions. All N-H bonded hydrogen atoms are involved in hydrogen bonding. Of all NH2 groups, one hydrogen atom forms an intramolecular hydrogen bond to sulfur atom, as depicted in Table 4 . The remaining hydrogen atoms of each NH2 groups are involved in intermolecular hydrogen bonds to sulfur atoms, cf. Table 4 and Fig. 3 , giving rise to a 3D-network. Finally, all hydrogen atoms of NH groups forms intermolecular hydrogen bonds to the Cl -counter anions. Thus, four NH groups are bonded to one Cl -anion, as shown in Fig. 3 . Such an involvement of a counter ion in hydrogen bonding with the coordinated ligands has also been observed for NO3 -units in [Cu(mimtH)3]NO3 (mimtH = 1-methylimidazoline-2-thione) and [Cu(Dmtu)2]NO3. 2 Table 4 shows that the hydrogen bond formed by Cl -is slightly stronger compared to that formed by sulfur.
This may be associated with the greater electronegativity of chlorine compared to sulfhur.
This study shows that the structure of [Cu(Metu)4]Cl (1) is tetrahedral with all Metu ligands binding through sulfur atoms of the C=S group. The compound exhibits a 3D hydrogen bonding-network in the solid state. The impact of Cl -counter ions in controlling the overall molecular assembly is worth mentioning.
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